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[57] ABSTRACT 

A two part adhesive composition characterized by 
rapid curing and long shelf life is disclosed. The adhe 
sive composition comprises a ?rst component of an 
acrylic monomer and saccharin or copper saccharinate 
and a second component comprising a p-toluenesul?nic 
acid salt which functions as an activator therefor. 

10 Claims, No Drawings 
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RAPID CURING TWO PART ADHESIVE 

BACKGROUND OF THE INVENTION 

I. Field of the Invention 
The present invention is directed to a two part adhe 

sive system characterized by rapid curing and long shelf 
life as well as to a process for the adhesive bonding of 
surfaces therewith. 

II. Brief Description of the Prior Art 
Multi-part ethylenically unsaturated adhesive systems 

useful for rapidly bonding surfaces are known in the art. 
Most of these systems are based on the use of polymeri 
zation accelerators which are used to increase the rate 
of cure of the unsaturated monomeric base. Until re 
cently, however, it has been difficult to obtain a stable, 
innocuous accelerator system for acrylate-based adhe 
sive systems. The latter systems are desirable for their 
case and ?exibility in formulation and application as 
well as for the desirable tensile strength and heat resis 
tant properties of the cured bond. US. Pat. Nos. 
3,591,438 to Inback et al. and 3,616,040 to Toback pre 
sent multi-part adhesive systems comprising a peroxy 
catalyzed acrylate monomer and an accelerating agent 
containing an aldehyde-amine condensation product. 

SUMMARY OF THE INVENTION 

I have now found that acrylic-based adhesive compo 
sitions characterized by rapid curing and extended 
shelf-life may be prepared by catalyzing an acrylic 
monomer with the inter-reaction mixture of copper 
salts, saccharin and p-toluenesul?nic acid salts. The 
novel adhesives of the present invention are character 
ized as two part adhesive systems comprising (a) the 
adhesive base and (b) an activator therefor. More spe 
ci?cally, part (a) of the novel adhesive comprises the 
acrylic monomer and saccharin present in the form of 
saccharin or the copper salt of saccharin or a mixture 
thereof. Part (b) of the system comprises the copper salt 
of p-toluenesul?nic acid when only saccharin is used in 
part (a) and is any salt of p-toluenesul?nic acid when the 
copper salt of saccharin is present in part (a). 
When curing is desired, the two separate components 

are applied to the surfaces to be bonded and, when the 
surfaces are joined, produce the required copper-sac 
charin-p-toluenesul?nic acid salt inter-reaction mixture 
thereby catalyzing the polymerization of the acrylic 
monomer. 

The catalytic effects of the copper-containing system 
in the present invention are surprising and unexpected 
in view of the teachings of the prior art. Thus, referen 
ces such as US. Pat. No. 2,370,010 teach that while 
small amounts of copper (e.g. on the order of less than 
3 parts per million) are known to act as accelerators in 
some polymerization systems, the presence of amounts 
of copper in excess of about 5 parts per million have 
been shown to exhibit inhibitory effects on the polymer 
ization rate, and may in fact, totally inhibit the polymer 
ization reaction at higher levels. 
An additional embodiment of the present invention 

includes a process for bonding surfaces comprising the 
steps of (l) applying to at least one of such surfaces the 
adhesive base described above as part (a); (2) applying 
to at least one of such surfaces the activator described 
above as part (b); and (3) placing the surfaces so treated 
in abutting relation until the adhesive composition poly 
merizes and bonds the surfaces together. 
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2 
DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

The preferred polynierizable monomers used in part 
(a) of the present invention are the monofunctonal hy 
droxysubstituted acryla‘tes and methacrylates charac 
terized by the formula: 

wherein 
R is hydrogen, phenyl, methyl, ethyl or C1-C1, alkox 
ymethyl and 

R’ is hydrogen or methyl. 
Such monomers include hydroxyethyl acrylate, hy 

droxypropyl acrylate, Z-hydroxybutyl acrylate as well 
as the corresponding metluerylates. 

In addition to those monomers represented above, 
other useful monomers are other monofunctonal acry 
late esters and the amide, cyano, chloro and silane sub 
stituted derivatives thereof such as methyl acrylate, 
methyl methacrylate, ethyl acrylate, ethyl methacryl 
ate, butyl acrylate, n-octyl acrylate, Z-ethylhexyl acry 
late, decylmethacrylat/e, dodecyl methacrylate, cyclo 
hexyl methacrylate, tert-butyl methacrylate, acrylam 
ide, acrylonitrile, N-methylolacrylamide, diacetone 
acrylamide, N-tertbutyl acrylamide, N-tert-octyl acryl 
amide, Nhutoxyacrylamide, gamma-methacryloxypro 
pyl trimethoxysilane, Z-cyanoethyl acrylate, J-cyano 
propyl acrylate, tetrahydrofurfuryl chloroacrylate, 
glycidyl acrylate, glycidyl ‘methacrylate, and the like. 
Difunctional acrylates are also useful herein and in 

clude those corresponding‘to the general formula: 

wherein 
R is selected from the group consisting of hydrogen, 
methyl, ethyl, 

R’ is selected from the group consisting of hydrogen, 
chlorine, methyl and ethyl; 
R" is selected from thev group consisting of hydrogen, 
hydroxy, and 

m is an integer equal to at least I, e.g, from 1 to 8 or 
higher and preferably from 1 to 4 inclusive; 

n is an integer equal to at least I, e.g., from I to 20 or 
more; and 

p is one of the following: 0 or 1. 
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Monomers useful in this invention and which come 
within the above general formula include, for example, 
ethylene glycol dimethacryiate, ethylene glycol diacry 
late, polyethylene glycol diacrylate, dimethacrylic ester 
of tetraethylene glycol, diglycerol diacrylate, diethyl- 5 
ene glycol dimethacrylate, pentaerythritol triacrylate, 
and other polyester diacrylates and dimethacrylates. 
The above class of monomers is in essence described 

in U.S. Pat. No. 3,043,820 issued July 10, 1962 (to R. H. 
Krieble). . 

Other difunctional polymerizable monomers useful in 
my compositions correspond to the general formula: 

10 

wherein , v 

R represents hydrogen, chlorine, methyl or ethyl, 
R’ represents alkylene with 2-6 carbon atoms, 
R" represents (CH2),,,in which m is an integer of from 
0 to 8, 25 

=C , or 

c 
/ 

\ 35 
n on, - ' 

n represents an integer of from 1 to 4. 
Typical monomers of this class include, for example, 

dimethacrylate _of bis(ethylene glycol) adipate, dimeth- 4o 
acrylate of bis(ethylene glycol) maleate, dimethacrylate 
of bis(diethylene glycol)‘ phthalate, dimethacrylate of 

l 

I 
R1 

bis(tetraethylene glycol) phthalate, dimethacrylate of 
bis(tetraethylene glycol) ‘malonate, dimethacrylate of 
bis(tetraethylene glycol) sebacate, dimethacrylate of 
bis(ethylene glycol) phthalate, dimethacrylates of bis( 
tetraethylene glycol) maleate, and the diacrylates and 
a-chloroacrylates corresponding to said dimethacry 
lates, and the like. 55 
The above class of monomers is in essence described 

in U.S. Pat. No. 3,457,212 issued July 22, 1969 
(Sumitomo Chemical Company, Ltd.). 
Also useful herein are monomers which are isocya 

nate-hydroxyacrylate or isocyanate-aminoacrylate re 
action products which may be characterized as acrylate 
terminated polyurethanes and polyureides or polyureas. 
These monomers correspond vto the general formula: 

0 
ll 

a-x-c-un , a 

50 

65 

4 
wherein 
X is selected from the group consisting of —O— and 

Z-W 
and 
R is member selected from the group consisting of 
hydrogen and lower alkyl of l to 7 carbon atoms; 

A represents the organic residue of an active hydro 

gen containing acrylic ester wherein the active 
hydrogen has been removed, the ester being hy 
droxy or amino substituted on the alkyl portion 
thereof and the methyl, ethyl and chlorine homo 
logs thereof; 

n is an integer from 1 to 6 inclusive; and B is a mono 
or polyvalent organic radical selected from the 
group consisting of alkyl, alkylene, alkenyl, cyclo 
alkyl, cycloalkylene, aryl, aralkyl, alkaryl, poly(ox 
yalkylene), poly(carboalkoxyalkylene), and hetero 
cyclic radicals both substituted and unsubstituted. 

Typical monomers of this class include the reaction 
product of mono- or polyisocyanate, for example, tolu 
ene diisocyanate, with an acrylate ester containing a 
hydroxy or amino group in the non-acrylate portion 
thereof, for example hydroxyethyl methacrylate. 
The above class of monomers is in essence described 

in U.S. Pat. No. 3,425,988 issued Feb. 4, 1969 ) Loctite 
Corporation). 
Another class of monomers useful in the present ap 

plication are the mono- and polyacrylate and metha 
crylate esters of bisphenol type compounds. These 
monomers may be described by the formula: 

RI is methyl, ethyl, carboxyl or hydrogen; 
R1 is hydrogen, methyl or ethyl; 
R3 is hydrogen, methyl or hydroxyl; 
R‘ is hydrogen, chlorine, methyl or ethyl and 
n is an integer having a value of 0 to 8. 
Representative monomers of the above-described 

class include: dimethacrylate and diacrylate esters of 
4,4‘—bishydroxy-ethoxy-bisphenol A; dimethacrylate 
and diacrylate esters of bisphenol A; etc. These mono 
mers are essentially described in Japanese Patent Publi 
cation 70-l5640 to Toho Chemical Manuf. Ltd. 
The monomers useful herein are thus seen to be poly 

merizable monomers having one or more acrylate or 
methacrylate groups as a common, unifying characteris 
tic, and for convenience may be generically termed 
acrylic and substituted acrylic monomers. 

In preparing this component of the adhesive system, it 
is within the scope of the present invention that the 
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required acrylic monomer may be a mixture of acrylic 
monomers rather than a single acrylic monomer, and 
there may also be utilized, in combination therewith, 
other non-acrylic, ethylenically unsaturated copoly 
merizable comonomer such as unsaturated hydrocar 
bons, unsaturated esters and ethers, vinyl esters and the 
like. Typical optional comonomers may therefore in 
clude: vinyl acetate, methyl vinyl ether, methyl vinyl 
ketone, poly(ethylene maleate), allyl alcohol, allyl ace 
tate, l-octene, styrene, etc. 

In certain applications, and largely dependent on the 
particular acrylic monomer being utilized, such non 
acrylic polymerizable comonomer(s) may be added to 
constitute up to about 60%, by weight, of the monomer 
composition. Preferably, however, the optional non 
acrylic comonomer will constitute no more than 50%, 
by weight, of the monomer composition, and most pref 
erably, it will constitute no more than 30%, by weight, 
of the monomer composition. 

It is also to be noted in selecting the acrylate mono 
mer of component (a) that the choice thereof will also 
affect the bond strength of the resultant cured polymer. 
Thus, in order to maintain or increase the bond strength 
of the cured polymer, it may be preferred to use an 
acrylate monomer having an alcoholic or other rela 
tively polar group substituted thereon. Examples of 
such polar groups in addition to the hydroxy group 
include, amino, amido, cyano, mercapto, and halogen 
polar groups. Hydroxy group containing monomers are 
preferred. Esters having a labile hydrogen atom or 
atoms are also desirable. Examples of acrylic monomers 
within this category include hydroxyethyl acrylate, 
hydroxypropyl acrylate, hydroxyethyl methacrylate, 
hydroxypropyl methacrylate, diacetone acrylamide, 
Z-cyanoethyl acrylate, 3-cyanopropyl acrylate, 2 
chloroethyl acrylate, glycerol monomethacrylate, 2 
hydroxy-3-chloropropyl methacrylate, etc. 
Where the effect of a polar substituted monomer is 

desired without its actual use, in some instances a small 
amount (usually no more than 87%, by weight of the 
total composition) of an alkanol may be admixed to the 
composition. Such useful alkanols include, for example, 
methanol, ethanol, isopropanol, butanol, etc. While 
analogous mercapto compounds may be used in place of 
the alkanols with a comparable bene?cial effect, their 
use if not favored mainly because of their unpleasant, 
strong odor. 

It is understood that the various monomers and como 
nomers useful herein are not required to be in a highly 
purified state. The monomers or comonomers may be 
comprised of commercial grades in which inhibitors, 
stabilizers, or other additives or impurities may be pre 
sent, as well as those prepared on the laboratory or in 
pilot plant scale. ‘ 

Part (a) of the adhesive system also contains saccha 
rin. The saccharin component may either be present as 
saccharin or as the coppe salt of saccharin or as a mix 
ture thereof. Alternatively, the copper salt may be 
formed in situ from free copper ions and excess saccha 
rin. The saccharin component is generally present in 
amounts of from 0.01 to 10% by weight of the monomer 
or to the limit of solubility of the material in the mono 
mer. Preferably, the saccharin component will be pre 
sent in amounts of 0.1 to 5% by weight of the monomer. 
Generally, the higher the concentration of free saccha 
rin in the system, the more rapid the rate of cure. 
In order to prepare part (a) of the adhesive composi 

tion of the present invention, it is merely necessary to 
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6 
mix the desired amount of the saccharin component 
with the selected acrylic monomer or monomers which 
may optionally contain non-acrylic copolymerizable 
monomers. The optional ingredients can be premixed 
into the monomer or alternatively admixed into the 
prepared composition. 
One of the advantages of the present system is that 

part (a) does not require a solvent since the saccharin or 
its copper salt is usually soluble in the monomer. If, 
however, the presence of a solvent is desired, then any 
solvent which dissolves the saccharin or copper salt of 
saccharin and is itself soluble in the monomer may be 
employed. Common solvents are described in the litera 
ture and include, for example, alkanols such as metha 
nol, ethanol, butanol and substituted and unsubstituted 
formamides such as formamide and N,N-dimethyl form 
amide. 

Part (b) of the two part adhesive system of the present 
invention comprises at least one salt of p-toluene-sul 
?nic acid. If the saccharin of part (a) is present only in 
the form of saccharin, then the salt of part (b) must be 
the copper salt of p-toluene-sull'inic acid. When copper 
saccharinate is present in part (a), the salt of part (b) 
may be the copper salt or any other salt of the p-tol 
uene-sul?nic acid. Suitable other salts included the 
amine, quaternary ammonium and alkali metal salts. A 
few of these salts, e.g. the amines may occur as liquids 
and may be used directly as component (b) of the adhe 
sive. The remaining salts are utilized in a suitable sol 
vent such as lower alkanols, chlorinated alkanes or 
alkenes, ketones, etc. and are preferably present in a 
concentration of about 0.001 to 5% by weight of the 
solvent. 

Optionally, either of the components of the adhesive 
system may also contain a minor amount, up to 50% by 
weight, of a polymeric additive, for example, a low or 
high molecular weight polymer or prepolymer. Illustra 
tive of such polymeric additives are methacrylate poly 
mers such as sold by E. l. DuPont under the trademark 
ELVACITE, or soluble or dispersible synthetic elasto 
mers. Additionally, in order to further modify the prop 
erties of the compositions, they may also contain plasti 
cizers such, for example, as dibutyl phthalate or trieth 
ylene glycol. Other optional ingredients include thick 
eners, organic and inorganic fillers, cut glass ?bers, 
dyes, ultraviolet ?uorescent dyes, ?uorescent brighten 
ers, etc. 
The two components of the adhesive system may be 

applied to the surfaces to be bonded using any of the 
conventional methods such as brushing, dipping, cast 
ing, spraying, etc. It will be apparent that in most in 
stances the preferred method of application is by spray 
ing since this results in the production of a thin, uniform 
?lm of the adhesive component and/or activator on the 
surface while maximinizing the rate of solvent vaporiza 
tion. This latter method is particularly preferred for the 
application of the activator component of the system. 
The amount of the activator component employed 

should be sufficient to ensure efficient acceleration of 
the compositions during curing. Generally, amounts of 
activator equal to about 0.001 to about 1.0 percent by 
weight of the acrylic monomer are sufficient and 
amounts in substantive excess thereof will be unneces 
sary and may even adversely affect the strength of the 
final bond. While it is not easy to determine the amount 
of activator applied to a given surface, adequate results 
are obtained with a single application by aerosol or 
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otherwise of a thin ?lm of the activator component to at 
least one of the surfaces to be bonded. 
The adhesive acrylate component, designated part 

(a), can be applied either to the surface which has been 
treated with the activator or to the appropriate mating 
surface. The bonding operation is then carried out in a 
conventional manner by placing the two mating sur 
faces in abutting relationship and applying a moderate 
compressive force, if desired, to produce a relatively 
thin layer of adhesive between the two surfaces. A ?nal 
adhesive thickness of from 0.01 to 0. l5 mm. is preferred 
when using the adhesives of the present invention. 
The compositions of this invention will then cure at 

ambient temperatures or heat may be used to even fur 
ther accelerate the rate of curing. Compositions con 
taining signi?cant amounts of hydroxy substituted 
acrylic monomer are further cross-linked by the appli 

10 

TABLE I 
Hydroxyethyl acrylate 
Hydrosyethyl methacrylate 
Hydrosypropyl acrylate 
Butyl acrylate 
Ethyleneglycol diacrylate 
Diethylenegl dimethacrylate 
Triethylene ycol dimethacrylate 
l-Ethylheayl acrylste 
Reaction product of 2 moles hydroayethyl 
acrylate and 1 mole toluene diisocyanate 
Dimethacrylate ester of bis (ethyleneglycci) adipate 
Dimethacrylate ester of bisphenol A 

Adhesive base formulations were prepared using at 
least one of the monomers of Table i together with at 
least one saccharin component. The adhesive base was 
then applied to one surface of a glass substrate to be 
bonded. 

Table [1 
Adhesive Base Activator Cure Time 

Ea. % Copper Salt Activator 
No. Monomer of Saccharin % Saccharin (‘see below) (Sec) 

l A — 5% (a)l" 5 
2 C — 2% (a) l0 
3 A 0.1% 2% (b) 30 
4 B 0.2% 2% ) 10 
5 E 0.5% 2% ) 25 
6 C 1.0% 2% (b) 10 
7 D 1.0% 2% (c) 90 
8 60% D 0.5% 0.5% (c) 160 

40% H 
9 C 1.0% — ) 20 
10 F 0.5% .5% ) 15 
ll 0 0.5% 0.5% ) 15 
12 50% J 0.5% .5% (b) 35 

50% B 
13 20% K 0.5% 0.5% (b) 45 

00% B 
14 70% L 0.5% 0.5% (b) 65 

30% B 

‘(a) cupric salt of p-tolueneaul?saic acid 
(b) sodium salt of p-tolueneaulllnie acid 
(c) benayltriethyl ammonium salt of p-toiuessesul?aic acid 

min Eaample l. the activator was used in the form of a 2% solution in methanol. la the eaamples. theaetivator was used iathe form oh 1% solutioniai methanol. 

cation of heat resulting in increased bond strength. 
The following examples will further describe and 

illustrate the practice of this invention but they are not 
intended to limit its scope. In these examples, all parts 
are given by weight unless otherwise noted. 

EXAMPLES 

A. Preparation of the Copper Salt of Saccharin 

A solution of 17.0 g. cupric chloride dihydrate in 300 
ml water was mixed with a solution of 48.2 g. sodium 
saccharin in 200 ml water. A blue crystalline salt of 
cupric saccharin rapidly formed. it was ?ltered, washed 
several times with water and dried. Yield was essen 
tially quantitative. 

B. Preparation of Cupric p-toluenesul?nate 
An aqueous solution containing 17.0 g. cupric chlor 

ide dihydrate in 300 ml water was added with vigorous 
stirring to a solution containing 42.8 g. sodium p 
toluenesul?nate dihydrate in 200 ml water. A light 
green precipitate of the product formed immediately. 
The product was ?ltered, washed and air-dried. Yield 
was quantative. 

EXAMPLE l — 14 

The monomers used in the following examples are 
designated in Table I. 

40 
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The activator, in the form of a solution in methanol, 
was sprayed on another glass surface. After evaporation 
of the solvent the two surfaces were joined. The "cure 
time", i.e. time required to prevent movement of the 
two surfaces by hand, was then determined. Table II 
shows the various formulations employed and the re 
sulting “cure times". 

EXAMPLE 15 

In formulations similar to those used in Examples 
l-l4, various copolymsrs were prepared using a mixture 
oftheaerylatemonomerandaerylieaeii'l‘heformula 
tioasandeuringtimesareshownla'l‘ablelILAlIsyste-s 
contained 0.5% Cu saccharin and 0.5% saccharin in part 
(a) and used a 1% solution of sodium salt of p-toluene 
sul?nic acid in methanol as activator. 

TABLE III 
Monomer % Acrylic Acid Cure Time 

A 1% 20 Sec. 
C 5% 25 Sec. 
6 10% 35 Sec. 

EXAMPLE 16 

Monomer polymer syrups were prepared and cured 
in accordance with the procedures used in Example 
1-l4. All formulations contained 0.5% copper saccha 
rinate and 0.5% saccharin in the hydrosypropyl acry 
late polymer syrup and used a 1% solution of the so 
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dium salt of p-toluenesul?nic acid in methanol as the 
activator. The formulations and approximate curing 
times are shown in Table IV. 

TABLE IV 
% Hydroxypropyl 

Acrylate % Polymer Additive Cure Time 

60% 40% Acrylic Rubber 4 Min. 
(Hycar 4041) 

70% 30% Polyester 2; Min. 
(Dupont 4900i) 

90% 10% Polyester-urethane 2 Min. 10 
(Rucothane P 279) 

As will be recognized by those skilled in the art, the 
foregoing examples are merely exemplary. Variations 
may be made in ingredients, proportions and proce- '5 
dures as long as such variations are within the scope and 
spirit of the following claims. 

I claim: 
1. A two part adhesive composition consisting essen 

10 

R‘ is selected from the group consisting of hydrogen, 
chlorine, methyl and ethyl; 

R" is selected from the group consisting of hydrogen, 
hydroxy, and 

m is an integer equal to at least 1; 
n is an integer equal to at least 1; l and 
p is 0 or 1; 

(iv) 
R 

tially of an adhesive base and an activator therefor 30 wherein 
wherein the adhesive base comprises an acrylic mono 
mer and a saccharin component selected from the group 
consisting of saccharin, the copper salt of saccharin and 
mixtures thereof, said saccharin component being pre 
sent in an amount of 0.0] to 10% by weight of the 
monomer; and the activator comprises the copper salt 
of p-toluenesulfonic acid when only saccharin is used in 
the adhesive base and is a salt of p-toluenesul?nic acid 
when the copper salt of saccharin is present in the adhe 
sive base. 

2. The adhesive composition of claim 1 wherein the 
acrylic monomer of the adhesive base is a member of 
the group consisting of compounds of the formula: 

6) 

wherein 
R is selected from the group consisting of hydrogen, 
phenyl, methyl, ethyl or CI-CI; alkoxymethyl and 

R’ is hydrogen or methyl; 
ii. monofunctional acrylate and methacrylate esters 
and the amide, cyano, chloro and silane substituted 
derivatives thereof; 

(iii) 

0 R 0 
II I ll 

H;CIC'I-C—O (C119,, (II-O C—?=CH2 
R' " H R' 

p n 

wherein 
R is selected from the group consisting of hydrogen, 
methyl, ethyl, 

35 

40 

45 

55 

65 

R is hydrogen, chlorine, methyl or ethyl, 
R‘ is alkylene with 2-6 carbon atoms, 
R" is selected from the group consisting of (Cl-l2)", in 
which m is an integer of from 0 to 8, 

0. m. p. H 
\ / \ / 
C==C , C=C , 

H H H 

CH; 
\ / 

CBC , or C=C and 
/ \ 

H CH, 1-] 

n is an integer of from 1 to 4; 

X is selected from the group consisting of ’0—and 

(v) 

R 
l 
N 

R is selected from the group consisting of hydrogen 
and lower alkyl of l to 7 carbon atoms; 

A is the organic residue of an active hydrogen con 
taining acrylic ester wherein the active hydrogen 
has been removed, the ester being hydroxy or 
amino substituted on the alkyl portion thereof, and 
the methyl, ethyl and chlorine homologs thereof; 

n is an integer from 1 to 6 inclusive; and 
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B is mono- or polyvalent organic radical selected 
from the group consisting of alkyl, alkylene, alke 
nylene, cycloalkyl, cycloalkylene, aryl, aralkyl, 
alkaryl, poly(carboalkoxyalkylene), and heterocy 
clic radicals both substituted and unsubstituted; 

R1 

where 
R1 is selected from the group consisting of methyl, 

ethyl, carboxyl or hydrogen; 
R2 is selected from the group consisting of hydrogen, 
methyl or ethyl; 

R3 is selected from the group consisting of hydrogen, 
methyl or hydroxyl; 

R4 is selected from the group consisting of hydrogen, 
chlorine, methyl or ethyl; and 

n is an integer having a value of 0 to 8. 
3. The composition of claim 1 wherein the acrylic 

monomer is polymerizable hydroxyethyl acrylate or 
polymerizable hydroxyethyl methacrylate. 

4. The composition of claim 1 wherein there is present 
in the adhesive base up to 60% by weight of at least one 
nonacrylic polymerizable comonomer. 

5. The composition of claim 1 wherein the activator is 
employed in an amount equal to 0.001 to 1.0 percent by 
weight of the acrylic monomer. 

6. A process for bonding surfaces comprising the 
steps of: 

l. applying to at least one of such surfaces an adhesive 
bse consisting essentially of an acrylic monomer 
and a saccharin component selected from the group 
consisting of saccharin, the copper salt of saccharin 
and mixture thereof, said saccharin component 
being present in an amount of 0.01 to 10% by 
weight of the monomer; 

2. applying to at least one of such surfaces an activa 
tor comprising the copper salt of p-toluenesul?nic 
acid when only saccharin is used in the adhesive 
base and a salt of p-toluenesulfonic acid when the 

5 

15 

20 

25 

30 

35 

R 

copper salt of saccharin is present in the adhesive 
base; and 

3. placing the surfaces so treated in abutting relation 
until the adhesive composition polymerizes and 
bonds the surfaces together. 

7. The process of claim 6 wherein the acrylic mono 
mer of the adhesive base is a member of the group con 
sisting of compounds of the formula: 

(0 

wherein 

55 

65 

12 
R is selected from the group consisting of hydrogen, 
phenyl, methyl, ethyl or Cl - C“; alkoxymethyl and 

R’ is hydrogen or methyl; 
ii. monofunctional acrylate and methacrylate esters 
and the amide, cyano, chloro and silane substituted 

(vi) 

R1 

derivatives thereof; 

(iii) 

R, 

wherein 
R is selected from the group consisting of hydrogen, 
methyl, ethyl, 

ll 
—CH20H. and —cH,—o-c—(|:=cl{2; 

R. 

R’ is selected from the group consisting of hydrogen, 
chlorine, methyl and ethyl; 

R" is selected from the group consisting of hydrogen 
hydroxy, and 

ll 

-—o-c--(|:=cH,; 
R. 

m is an integer equal to at least I; 
n is an integer equal to at least 1; and 
p is 0 or 1; 

(iv) 

II 
0 

wherein 
R is hydrogen, chlorine, methyl or ethyl, 
R’ is alkylene with 2-6 carbon atoms, 
R" is selected from the group consisting of (Cl-l1)”, in 
which m is an integer of from 0 to 8, 



4,052,244 
13 14 

n is an integer of from l to 4; nylene, cycloalkyl, cycloalkylene, aryl, aralkyl, 
alkaryl, poly(carboalkoxyalkylene), and heterocy 

R1 is selected from the group consisting of methyl, 
l5 ethyl, carboxyl or hydrogen; 

R2 is selected from the group consisting of hydrogen, 
methyl, or ethyl; 

R3 is selected from the group consisting of hydrogen, 
methyl or hydroxyl; 

wherein 
X is selected from the group consisting of -—0— and 

if 20 R‘ is selected from the group consisting of hydrogen, 
—N— chlorine, methyl or ethyl; and 

n is an integer having a value of 0 to 8. 
R is selected from the group consisting of hydrogen 8. The process of claim 6 wherein the acrylic mono 
and lower alkyl of l to 7 carbon atoms; mer is polymerizable hydroxyethyl acrylate or poly 

A is the organic residue of an active hydrogen con- 25 merizable hydroxyethyl methacrylate. 
taining acrylic ester wherein the active hydrogen 9. The process of claim 6 wherein there is present in 
has been removed, the ester being hydrogen or the adhesive base up to 60% by weight of at least one 
amino substituted on the alkyl portion thereof, and non-acrylic polymerizable comonomer. 
the methyl, ethyl and chlorine homologs thereof; 10. The process of claim 6 wherein the activator is 

n is an integer from 1 to 6 inclusive; and 30 employed in an amount equal to 0.001 to 1.0 percent by 
B is a mono- or polyvalent organic radical selected weight of the acrylic monomer. 
from the group consisting of alkyl, alkylene, alke- " ' ' ' ‘ 
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